All experiments with moisture-or air-sensitive compounds were performed in anhydrous solvents under nitrogen atmosphere in well-dried glassware. Solvents were dried and distilled according to standard procedures.
Tetrakis(4-hydroxy-3,5-di-tert-butylphenyl)thiophene (5)
To a 200 mL four-necked, round-bottomed flask equipped with a stirring bar, a rubber-septum, a reflux-condenser and a nitrogen balloon, were added tetrabromothiophene (408 mg, 1.0 mmol), 3,5-di-tert-butyl-4-hydroxyphenylboronic acid (1.50 g, 6 .0 mmol), K 2 CO 3 (835 mg, 6.0 mmol), Pd(PPh 3 ) 4 (121 mg, 0.11 mmol), 1,2-Dimethoxyethane (40 mL) and water (20 mL). The mixture was stirred and refluxed for 18 h. After cooling to 0 °C, the mixture was quenched with 1 M HCl (20 mL) and extracted with ether (20 mL × 3). The combined organic layer was washed with water and brine, and dried with anhyd. Na 2 SO 4 . The solvent was removed under reduced pressure, and the residue was purified by column chromatography on silica gel using 10% CH 2 Cl 2 /hexane as eluent to give 5 as colorless crystals (786 mg, 87%). 151.83, 139.99, 137.14, 135.40, 135.14, 128.51, 127.61, 126.18, 125.94, 34.20, 34.06, 30.36, 30.20 Tetrakis(4-oxo-3,5-di-tert-butylcyclohexa-2,5-dien-1-ylidene)tetrahydrothiophene A 100 mL two-necked, round-bottomed flask equipped with a stirring bar, a rubber septum and a nitrogen balloon was charged with 2 (453 mg, 0.50 mmol), DDQ (1.14 g, 5.0 mmol) and CH 2 Cl 2 (10 mL). The mixture was stirred at room temperature for 18 h. The solvent was removed under reduced pressure, and the residue was purified by column chromatography on silica gel (70 g) using 15% CH 2 Cl 2 /hexane as eluent to give 3 as dark-purple crystals (284 mg, 63%). 42, 185.82, 151.16, 151.14, 150.24, 147.59, 140.75, 140.58, 129.44, 129.25, 128.53, 128.01, 127.75, 127.12, 35.86, 35.83, 35.77, 35.33, 29.54, 29.43, 29.32 
2,3,4-Tribromothiophene
A 100 mL two-necked, round-bottomed flask equipped with a stirring bar, a dropping funnel, a rubber septum and a nitrogen balloon was charged with diisopropylamine (11.5 mL, 82 mmol) and anhydrous diethylether (80 mL). To the mixture, cooled to −78 °C, was added a hexane solution of 1.5 M n-BuLi, the mixture was stirred for 1 h. A solution of 2,3,5-tribromothiophene (21.825 g, 68 mmol) in diethyl ether (30 mL) was added dropwise at −78 °C, then the mixture was stirred 3 h.
After addition of water (5 mL), the mixture was warmed to 0 °C, then was extracted with diethylether (20 mL × 3). The combined organic layer was washed with water and brine, and dried with anhyd. Na 2 SO 4 . The solvent was removed under reduced pressure, 2,3,4-tribromothiophene was obtained as colorless oil (21.307 g, 98%). 
2,3,4-Tris(4-hydroxy-3,5-di-tert-butylphenyl)thiophene (6)
To a 200 mL four-necked, round-bottomed flask equipped with a stirring bar, a rubber-septum, a reflux-condenser and a nitrogen balloon, were added 2,3,4-tribromothiophene (327 mg, 1.0 mmol), 3,5-di-tert-butyl-4-hydroxyphenylboronic acid (1.50 g, 6.0 mmol), K 2 CO 3 (828 mg, 6.0 mmol), Pd(PPh 3 ) 4 (124 mg, 0.11 mmol), 1,2-Dimethoxyethane (20 mL) and water (10 mL). The mixture was stirred and refluxed for 18 h. After cooling to 0 °C, the mixture was quenched with 1 M HCl (20 mL) and extracted with CH2Cl2/hexane (40 mL × 4). The combined organic layer was washed with water and brine, and dried with anhyd. Na 2 SO 4 . The solvent was removed under reduced pressure, and the residue was purified by column chromatography on silica gel using 10% CH 2 Cl 2 /hexane as eluent to give 5 as colorless crystals (537 mg, 76%). A 100 mL two-necked, round-bottomed flask equipped with a stirring bar, a rubber septum and a nitrogen balloon was charged with 5 (1045 mg, 1.5 mmol), NaHCO 3 (2.52 g, 30.0 mmol), CH 2 Cl 2 (10 mL) and water (10 mL). To the mixture, cooled to 0 °C, was added dropwise a solution of I 2 (3.88 g, 15.3 mmol) in CH 2 Cl 2 (20 mL), the mixture was gradually warmed to room temperature and was stirred for 4 days. After cooling to 0 °C, the mixture was quenched with sat. Na 2 S 2 O 3 solution (20 mL) and extracted with CH 2 Cl 2 /hexane (40 mL × 3). The combined organic layer was washed with water and brine, and dried with anhyd. Na 2 SO 4 . The solvent was removed under reduced pressure, and the residue was purified by column chromatography on silica gel using 50% CH 2 Cl 2 /hexane as eluent to give 4 as green powder (621 mg, 60% Figure S1 . ORTEP drawing of 3 with numbering labels. Hydrogen atoms are omitted for clarity. (1) C (6) 1.238 (4) O (2) C (12) 1.228(4) C (1) C (2) 1.462(3) C(1) C(3) 1.388(4) C (2) C (2) 1 1.486(3) C(2) C(9) 1.377(3) C (3) C (4) 1.456(4) C(3) C(8) 1.445(4) C (4) C (5) 1.334(4) C(5) C(6) 1.489(4) C (5) C (15) 1.525(4) C(6) C (7) 1.488(4) C (7) C (8) 1.340(4) C (7) C (19) 1.534(5) C (9) C (10) 1.461(4) C (9) C (14) 1.448(4) C (10) C (11) 1.341 (4) C (11) C (12) 1.498(4) C (11) C (23) 1.534 (5) C (12) C (13) 1.484(4) C (13) C (14) 1.355(4) C (13) C (27) 1.524(4) C (15) C (16) 1.538 (5) C (15) C (17) 1.517(5) C (15) C (18) 1.534 (5) C (19) C (20) 1.518(6) C (19) C (21) 1.536 (5) C (19) C (22) 1.526(5) C (23) C (24) 1.530 (6) C (23) C (25) 1.545(6) C (23) C (26) 1.554 (6) C ( (1) S (1) C (1) 1 91.89 (11) S (1) C (1) C (2) 108.09(15) S (1) C (
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